The Dynamics of Nanoparticle-enhanced Fluid Displacement in Porous Media - A Pore-scale Study by Pak, Tannaz et al.
  
 
 
 
Edinburgh Research Explorer 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
The Dynamics of Nanoparticle-enhanced Fluid Displacement in
Porous Media - A Pore-scale Study
Citation for published version:
Pak, T, Archilha, NL, Mantovani, IF, Moreira, AC & Butler, IB 2018, 'The Dynamics of Nanoparticle-
enhanced Fluid Displacement in Porous Media - A Pore-scale Study' Scientific Reports, vol 8, no. 1, pp.
11148. DOI: 10.1038/s41598-018-29569-2
Digital Object Identifier (DOI):
10.1038/s41598-018-29569-2
Link:
Link to publication record in Edinburgh Research Explorer
Document Version:
Publisher's PDF, also known as Version of record
Published In:
Scientific Reports
Publisher Rights Statement:
Open Access This article is licensed under a Creative Commons Attribution 4.0 International License, which
permits use, sharing, adaptation, distribution and reproduction in any medium or format, as long as you give
appropriate credit to the original author(s) and the source, provide a link to the Creative Commons license, and
indicate if changes were made. The images or other third party material in this article are included in the article’s
Creative Commons license, unless indicated otherwise in a credit line to the material. If material is not included
in the article’s Creative Commons license and your intended use is not permitted by statutory regulation or
exceeds the permitted use, you will need to obtain permission directly from the copyright holder. To view a copy
of this license, visit http://creativecommons.org/licenses/by/4.0/.
General rights
Copyright for the publications made accessible via the Edinburgh Research Explorer is retained by the author(s)
and / or other copyright owners and it is a condition of accessing these publications that users recognise and
abide by the legal requirements associated with these rights.
Take down policy
The University of Edinburgh has made every reasonable effort to ensure that Edinburgh Research Explorer
content complies with UK legislation. If you believe that the public display of this file breaches copyright please
contact openaccess@ed.ac.uk providing details, and we will remove access to the work immediately and
investigate your claim.
Download date: 07. Aug. 2018
1SCieNTiFiC RePoRTS |  (2018) 8:11148  | DOI:10.1038/s41598-018-29569-2
www.nature.com/scientificreports
The Dynamics of Nanoparticle-
enhanced Fluid Displacement in 
Porous Media - A Pore-scale Study
Tannaz Pak  1, Nathaly Lopes Archilha2, Iara Frangiotti Mantovani  3, 
Anderson Camargo Moreira3 & Ian B. Butler4
This work provides new insights into the dynamics of silica nanoparticle-based removal of organic 
fluids (here oil) from naturally occurring porous media. We have used 4D (time-resolved 3D) imaging at 
pore-scale using X-ray computed micro-tomography (μCT) technique. The captured 3D tomographic 
time-series data reveal the dynamics of immiscible oil displacement from a carbonate rock upon 
injection of nanoparticle (NP) suspensions (0.06 and 0.12 wt% SiO2 in deionised water). Our analysis 
shows significant pore-scale remobilisation of initially trapped oil upon injection of the NP suspensions, 
specifically, at higher concentration. Our data shows that oil clusters become significantly smaller with 
larger fluid/fluid interface as a result of the higher concentration NP injection. This paper demonstrates 
that use of 2D radiograms collected during fluid injections allows monitoring flow dynamics at time 
resolutions down to a few seconds using conventional laboratory-based μCT scanners. Here, as an 
underlying mechanism for oil remobilisation, we present the first 4D evidence of in-situ formation of an 
oil in water emulsion induced by nanoparticles.
Developing a detailed understanding of the pore-scale dynamics of multiphase fluid flow in porous material is 
important in a wide range of applications, including: (i) remediation of groundwater resources contaminated 
by non-aqueous phase liquids (NAPL), (ii) oil recovery from hydrocarbon reservoirs, and (iii) secure storage 
of CO2 in geological formations through carbon capture and storage technology. Specifically, in processes (i) 
and (ii) the aim is to remobilise the organic fluid, already trapped in porous media, and to achieve enhanced 
recovery/removal efficiency. Conversely, in the case of (iii) the aim is to ensure capillary trapping of supercritical 
CO2 within porous rocks for the medium to long term. Fluid entrapment and remobilisation is governed by the 
balance between the capillary and viscous forces (measured by capillary number, Nc) which is in turn a function 
of porous media structure, its wetting preference, flow velocity, and fluid/fluid interfacial tension (IFT)1.
Wettability is a fluid-fluid-solid property which reflects the preference of the solid surface to be in contact with 
a fluid in presence of a second fluid2. Preferentially water-wet systems form most groundwater resources as well as 
a significant proportion of hydrocarbon reservoirs. A residing non-wetting fluid (e.g. oil) can be displaced from 
the host porous media by injection of the wetting fluid (e.g. water). Such an immiscible displacement, however, 
can be an inefficient process that may leave behind a significant proportion of the original oil. Pore-scale imaging 
studies have revealed that oil forms disconnected clusters which may occupy a single pore or span across many 
connected pores. It may be surrounded, partially or completely, by water films3–8. This trapped oil is the target of 
enhanced oil recovery (EOR) processes in oil industry9 and remediation processes in environmental engineer-
ing10. Among other technologies, the use of surfactants has been extensively researched at laboratory, pilot and 
field scales. More recently, the injection of water-based nanoparticle (NP) suspensions has received attention 
as a recovery enhancement technique. While surfactant injection into geological sites has become a commonly 
practiced EOR/remediation method, the injection of NP suspensions is still at its early stages11. Recent develop-
ments in production and engineering of NPs at industrial scale12–14 has made them readily available as an alter-
native to surfactants15. Trapped oil can be (i) displaced from porous media in the presence of non-reactive NPs 
such as silica16,17, or (ii) degraded in-situ using metal (such as zerovalent iron) NPs18,19. For the former the main 
mechanisms identified in the literature to date are: (i) reduction of fluid-fluid IFT20, and (ii) wettability alteration 
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from oil-wet to water-wet or mixed-wet systems21. Among the non-reactive NPs studied in the literature (includ-
ing Al2O3, TiO2, ZnO, Fe2O3, and SiO2) silica NPs are shown to perform better than other particles in terms of 
increasing oil recovery from rocks22. In addition, silica NPs are known to be the particle of choice for a broad 
range of industrial applications, including biotechnology23 and nanomedicine24. Their wide application motivates 
investigation of the suitability of this particle for groundwater remediation/enhanced oil recovery.
Among the primary challenges of injecting nanofluids (i.e. NP suspensions) in porous media are (i) ensuring 
the particles remain in suspension throughout the process25, and (ii) predicting/controlling the particle retention 
in porous media during transportation26. Given their small sizes (<100 nm) compared to typical pore-throat sizes 
of many naturally occurring geological formations (conventionally micro-meter and larger), NPs should cause no 
clogging issues if properly suspended27. In practice these challenges need to be dealt with on a case-by-case basis.
In this contribution, we utilise μCT imaging to investigate the use of NPs to enhance oil remobilisation within 
a heterogeneous carbonate rock. For the first time, we present direct visualisation of NP-induced oil remobilisa-
tion at pore-scale.
Results
In order to design an optimised NP-enhanced oil removal process we studied the (i) nanofluid/oil IFT, (ii) particle 
retention for this NP/rock pair, and (iii) NP suspension stability over time. For the chosen NP (hydrophilic silica, 
30 nm) the nanofluid/oil IFT decreases with increase of NP concentration, see Fig. 1A. The rock under study is 
water-wet. Particle retention needs to be measured to examine the suitability of the selected particle for the rock. 
For this the breakthrough curve is developed that plots the nanofluid concentration in the effluent (normalised by 
the injecting nanofluid concentration) against the injected nanofluid volume (measured in pore-volume, PV), see 
Fig. 1B. For the selected NP/rock pair the effluent contains close to 90% of the injected NPs after injecting 2.5 PVs 
of nanofluid. At this point the NP concentration in the effluent has plateaued. Also, the NP concentration drops 
in the same fashion in the subsequent water flush, i.e. at PVs 35 to 37.5. This behaviour shows a limited retention 
for the selected NP/rock pair, allowing the particles to stay within the suspension making them available to act at 
the oil/nanofluid interface. In addition to selection of the NP type breakthrough curves inform selection of slug 
size (i.e. the number of PVs of nanofluid required for the process to be effective). Here we used 3 PVs for each NP 
injection step.
The selected NP displays stable suspensions at the chosen concentrations within the first week (specifically the 
first two days) after preparation, see Fig. S1.
The two-phase flow experiment included a primary drainage (oil displacing water), an imbibition (water dis-
placing oil, waterflooding), and two subsequent nanofluid injections at concentrations of 0.06 wt% and 0.12 wt%. 
The detailed methodology is presented in section 5. The μCT image acquisition was a two-component process: 
(i) at the end of each injection step a 3D volumetric image of the rock was captured, and (ii) 2D radiographic 
images were collected during fluid injections. The latter were collected since the time-scale of fluid mobilisation 
is significantly faster than that of laboratory 3D data acquisition. The imaging details are presented in section 5.
Analysis of Oil Remobilisation based on 3D Volumetric Images. Figure 2A shows fluid saturations 
calculated based on the imaged 3D volumes. An initial oil saturation of 78.28% was reduced to 41.02% by the 
water injection (Fig. 2A). The nanofluid injections did not result in a decrease in the end point oil saturation 
within the studied volume, yet the saturation profiles along the core length (Fig. 2B) show that local fluid distri-
butions have changed as a result of nanofluid injections. In other words, the previously trapped oil (at the end of 
waterflooding) has been remobilised upon injection of the nanofluids. The oil saturation profile displays a more 
pronounced change for the higher concentration nanofluid injection, see Fig. 2C. See Figs S2 and S3 for example 
2D slices and 3D renderings of the oil phase after these injection steps.
In order to understand the oil remobilisation we use the image difference operation (as explained in Fig. 3) 
which captures the entire displacement unlike simple image subtraction operation which only partly captures the 
displacement. In Fig. 3 an example oil droplet is displaced from point 1 to point 2. This displacement is only partly 
captured by subtracted images (i.e. 2-1 or 1-2), whereas the difference image, i.e. (2-1) + (1-2) provides a more 
effective representation of this displacement.
Figure 1. (A) IFT (oil/nanofluid) as a function of NP concentration, the red arrows show the two NP 
concentrations used in this study, (B) breakthrough curve.
www.nature.com/scientificreports/
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Using the above-mentioned image difference operation Fig. 4 shows 3D visualisations and quantitative anal-
ysis of the extent of oil displacement as a result of NP injection steps. In Fig. 4A the image difference is calcu-
lated for (i) waterflooding and 0.06 wt% NP injection (left image), and (ii) the two NP injections (right image). 
Figure 4B shows the size distribution of the objects shown in 4A (i.e. the displaced oil droplets). It is clear that 
significantly more (i.e. an increase of 2 to 4 times in each bin) oil displacement has occurred as a result of NP 
injection at 0.12 wt%.
Analysis of Oil Remobilisation based on 2D Radiograms. To analyse the collected 2D radiograms 
an image captured at the initial state (Fig. 5B) was removed from all stacks (Fig. 5A). This removes the rock and 
enhances the fluid/fluid contrast. In order to monitor fluid movements into/within/out of the field of view each 
stack of radiograms was then resliced in the Z direction as shown in Fig. 5C. Since each stack is collected over 
time, here the Z dimension of the image stack represents time. Such a reslicing operation looks at the signal 
detected by each row of the camera over time, this results in a new 2D image for each row. Each row on the radi-
ograms is a 1D projection of a 2D cross sectional slice of the sample (Fig. 5E).
Figure 2. (A) Water and oil saturation at the end of each injection step. (B) Oil saturation profile along the 
core calculated based on 3D µCT volumes. The separation between the curves shows oil remobilisation, more 
pronounced during the 0.12 wt% NP injection. (C) Profile of oil saturation change (with reference to the 
waterflooding) caused by the two nanofluid injection steps. More oil remobilisation occurred at 0.12 wt%.
Figure 3. Image difference operation (right) better represents the oil displacement compared to image 
subtraction operation.
www.nature.com/scientificreports/
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An example resliced image is shown in Fig. 5D. This particular image shows the fluid movements at row num-
ber 470 from the bottom of the detector during 0.12 wt% NP injection. The darker phase is the oil phase (which 
was doped) and the brighter phase is the aqueous fluid. On a resliced image, looking along the time dimension 
(i.e. vertical lines) pixels that display little change in greyscale represent minimum local fluid movement over 
time, while oil/water movements are evident from sudden changes in greyscale values. In this example, oil move-
ment within this portion of the rock is evident by droplet like objects highlighted by the left red box.
Here we further discuss the pore-scale dynamics that occur during the water and the two subsequent NP 
injection steps by looking at the resliced radiograms at the four rows of 1, 231, 800, and 1023 (Fig. 6). Rows 1 and 
1023 show the inlet/outlet of the imaged section, respectively. Vertical line profiles at the points marked by the 
arrows in Fig. 6A are plotted in Fig. 6B.
The initial water injection step shows a clear displacement of oil by water represented by the signal jump 
from darker to brighter greyscales in Fig. 6B. In the last ~100 minutes of this step (Fig. 6A, yellow box) little fluid 
displacement seems to happen suggesting that the remaining oil is trapped by capillary forces. The resliced 2D 
radiograms display significant fluid movements during the 0.12 wt% NP injection step. The line profiles presented 
in Fig. 6B confirm what is seen in Fig. 2C, i.e. more pronounced oil displacement during the 0.12 wt% NP injec-
tion compared to the previous step. These profiles are plotted for the points indicated within the coloured boxes 
on Fig. 6A. The images show smaller oil objects (droplets) reflecting a more dynamic oil remobilisation during 
the 0.12 wt% NP injection step. The oil movements into and out of the imaged section of the core causes the end 
point oil saturation (calculated based on the 3D images) to shows little change (Fig. 2A) despite the evident oil 
remobilisation during the 0.12 wt% NP injection.
Pore-scale Dynamics of Oil Remobilisation based on 3D Volumetric Images - First evidence for 
in-situ formation of an oil-in-water emulsion induced by NPs. Here we present the first evidence on 
the presence of an in-situ oil-in-water (ow) emulsion during NP-based oil remobilisation. Figure 7 shows example 
emulsions that were observed after injection of the 0.12 wt% nanofluid. The presence of emulsion was not cap-
tured after the 0.06 wt% NP injection.
Although these images are collected only after the injections were completed the captured emulsion phase 
shows clear re-structuring and remobilisation of the oil that was previously trapped in the pore system. Figure S3 
shows other example 2D µCT slices of emulsions found confined within the pore-space of this rock after injection 
of the 0.12 wt% nanofluid.
A
B
Figure 4. Use of image difference operation to study the oil remobilisation (A) 3D rendering of the oil 
displacement as a result of NP injections at 0.06 wt% (left) and 0.12 wt% (right), (B) Size distribution of the 
displaced oil.
www.nature.com/scientificreports/
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The emulsion is mainly observed within the larger pores, with equivalent diameters ranging from 0.4 to 
1.6 mm. These pores are distributed across the imaged section of the core. In total, the oil clusters showed a sharp 
rise in number (7 fold) as a result of the 0.12 wt% NP injection, while aqueous phase displays little change, i.e. 
being the wetting phase, it remains mostly connected throughout the experiment (Fig. 8A). In this Figure the 
cluster numbers are normalised against the number of clusters after the initial oil injection, therefore, both series 
start from the value of 1. The fluid/fluid interface area also shows a more profound increase as a result of the 
0.12 wt% nanofluid injection (Fig. 8B), respectively, 4.5% and 80% after 0.06 wt% and 0.12 wt% NP injections.
Discussion
Adsorption of NPs to the fluid/fluid interface causes the nanofluid/oil IFT to decrease with increasing NP con-
centration20,28. The trend is explained by reduction in total interfacial energy as fluid/solid contact surfaces have 
lower energy levels compared to fluid/fluid interfaces29. This means the particles act as surfactants29. Within the 
context of remobilisation of a trapped oil from porous media, a reduced IFT is favourable since it reduces the 
capillary forces, and hence eases the oil removal.
Our images do not capture a decrease in the end point oil saturation, within the imaged volume, as a result of 
the nanofluid injections. This is due to the limited field of view which only allowed imaging the middle part of 
the core. Here, we rather focus on understanding the pore-scale dynamics of the NP injections, and the changes 
of the trapped oil structure as a result of NP injections. Closer investigation of the 2D radiograms/3D volumetric 
images captured during/at the end of each injection reveals that significant pore-scale dynamics occur as a result 
of nanofluid injection. Specifically, this remobilisation is more pronounced at the higher concentration which is 
in agreement with the profiles shown on Fig. 2C. 3D images captured at the end of each injection step show the 
remaining oil clusters are smaller in size providing larger fluid/fluid interface area after the second NP injection 
step. Our images provide a quantitative measure of the change in structure of the remaining oil (Fig. 8) which is 
important for design of subsequent oil displacement/in-situ degradation processes.
The size of the objects captured on the resliced 2D radiograms represent a combination of the amount of 
displaced oil and its residence time at that particular slice. Here, this residence time refers to the amount of time 
an oil droplet spends in a particular pore or at a pore-throat before (if) it is remobilised. Therefore, longer objects 
Figure 5. Subtraction of the radiogram captured at initial conditions (B) from a stack of radiograms captured 
during different injection steps (A). Reslicing in Z (time) direction as shown in (C) creates a new stack of 2D 
images for which an example is shown in (D). (E) Each row on the radiograms is a 1D projection of a 2D cross 
sectional slice of the sample.
www.nature.com/scientificreports/
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represent displacement of a larger volume of oil and/or a longer period of time spent by a droplet at that pore. It 
has been shown that the events that occur in a pore are impacted by those that occur within neighbouring pores 
such as during Haines jumps and cooperative pore-body filling events3,30. Therefore, direct statistical analysis of 
the amount and size distribution of such droplet-like objects may not reflect the saturation or droplet size distri-
butions. Rather, comparing such resliced images for different fluid injection processes (i.e. water, NPs) can reflect 
the amount of fluid trapping instability that is induced by the NPs, i.e. the pore-scale dynamics of the system are 
captured.
We suggest that the pore-by-pore oil displacement during the nanofluid injection is affected by the following 
two mechanisms: (i) oil droplet formation at the pore-throats31 due to reduced IFTs caused by having NPs in the 
system, (ii) stabilisation of the generated emulsion caused by adsorption of the NPs at the oil/nanofluid interface, 
which prevents droplet coalescence29. The emulsion type is controlled by the wetting preference of the particles 
in use. Here hydrophilic silica particles with no coating were used and hence an ow emulsion is formed. The 
observed emulsions are consistent with Pickering type32 ow emulsions that have well known industrial appli-
cation such as pharmaceutics, drug delivery, cosmetics, and food industry33. Formation of an ow emulsion is 
specifically useful where the target oil is highly viscous as ow emulsions have lower viscosities (compared to oil), 
this improves oil mobility34.
Both visual inspection and quantitative analysis of these images show the droplets forming these emulsions 
are of a broad sizes-range which could potentially be correlated with (i) the pore/pore-throat size distribution, 
and (ii) the remaining space within the pore-body at the point of droplet formation. Another potential scenario 
is that droplets could have formed within different-size pores prior to being displaced to the pores hosting them 
at the point of capturing the 3D images. This data set does not allow understanding such details as, due to limited 
Figure 6. (A) Resliced radiograms that reflect the fluid movements at these four points of the core. (B) Line 
profiles plotted at the example points indicated with the highlighted boxes in (A), Black: row 1, purple: row 231, 
green: row 800, and red: row 1023. The yellow box shows the last ~100 minutes of the water injection step.
www.nature.com/scientificreports/
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time-resolution, the pore-throat(s) through which the oil displacements have occurred cannot be identified. 
Also, in many cases the pore-throat sizes are close to the image resolution which limits reliable extraction of 
their size distribution. Fast synchrotron-based imaging, however, may provide the required data with sufficient 
time-resolution to correlate the emulsion structure with pore structure and NP concentration in future inves-
tigations. The latter’s control on the IFT impacts the oil droplet sizes that grow at each pore-throat before they 
snap-off.
It is worth noting that the pore-scale mechanisms behind formation of the observed emulsions are different 
from the droplet fragmentation mechanism4 as (i) the emulsions are not observed within the pores initially host-
ing larger oil droplets trapped at the end of the water flooding stage, (ii) the NP injection steps were designed to 
take place within the capillary dominated flow regime (Nc~10−7) similar to the waterflooding injection.
Collectively, visual observations and quantitative analysis of μCT images show that the NP-induced oil remo-
bilisation was more effective at the second NP injection step (higher concentration of 0.12 wt%) while the first 
NP injection step (lower concentration of 0.06 wt%) made little difference. These observations suggest the limited 
Figure 7. 3D renderings of ow emulsion captured after the 0.12 wt% NP injection, scale bar is 0.3 mm. The 
droplets are the oil phase and the shadow is the pore confining them. Example µCT slices through these pores 
are presented in Fig. S3.
Figure 8. (A) Normalised number of fluid clusters, and (B) fluid/fluid interface area at different injection steps.
www.nature.com/scientificreports/
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particle retention (within the first three PVs as shown in Fig. 1) could have made the lower concentration NP 
injection less effective. Therefore, when designing an effective NP-based oil recovery process it is critical to study 
the required concentration/slug size (different for different systems of NPs/fluid/rock). 4D experiments using 
μCT imaging provide an excellent means to fine tune the design of nanotechnology-based oil recovery processes.
Conclusions
Using X-ray μCT we imaged the pore-scale dynamics of oil removal of from a carbonate rock specifically as 
a result of injecting silica-based nanofluids at two concentrations of 0.06 wt% and 0.12 wt%. The rock studied 
is a naturally occurring and heterogeneous rock in comparison with simple pore-systems often investigated in 
laboratory-based studies reported in the literature.
Our observations and analysis reveal that nanofluid injection can successfully remobilise oil phase previously 
trapped within porous media. We demonstrated that 4D imaging studies allow direct measurement of the changes 
in the structure of the oil phase as a result of NP injections. Smaller oil clusters and larger fluid/fluid interface is 
the main outcome of NP injection at its more effective concentration, i.e. here the 0.12 wt%.
For the first time, we demonstrate a sequence of 2D radiograms captured during the injection processes, when 
resliced in the time dimension, can provide valuable insight into the dynamics of oil remobilisation at high tem-
poral resolution (seconds). This is indeed very useful for studies conducted using laboratory-based μCT scanners 
which are limited by their slow scanning rates.
Here we present direct evidence on in-situ formation of an oil-in-water emulsion, caused by NP-induced 
reduction in IFT, and stabilised by the presence of NPs. Emulsion was observed globally in the core and within a 
wide range of pore-sizes, but mainly the larger ones.
Materials and Methods
Fluid Preparation and the Rock Sample. The nanofluids were prepared by diluting a concentrated 
aqueous suspension of bare silica nanoparticles (by US-Nano, 30 nm) in 18.2 MΩ.m deionized water. We used a 
mineral oil (50% 1-iododecane and 50% dodecane). Iododecane works as a dopant that increases the X-ray atten-
uation. The selected oil mixture enhances image contrast and matches the density of the fluids. ρo = 1.005 g/cm3 is 
very close to ρw = 1 g/cm3 and that of the two nanofluids (1.0006, 1.0012 g/cm3). This eliminated the potential for 
gravity-driven fluid redistribution during 3D image acquisition.
The rock is a North American outcrop, Silurian dolomite from the Thornton Formation. The vuggy porosity 
of this rock allowed capturing almost 70% of the pore space by these µCT images. The core used (D = 12.8 mm, 
L = 34.5 mm) had a measured total porosity of 19.1%. µCT imaging captured a porosity of 13.3%, making 30% of 
the pore-space unresolved due to the limited resolution (13.25 µm). The PV of this core is 850 µL. The dolomite 
under study displays a complex and multi-scale pore structure. Analysis of 3D μCT images of this rock acquired 
at different length-scales shows the pore-sizes range from sub-micron to mm scales35. Mercury porosimetry data 
shows that this rock has a wide range of pore-throat sizes spanning from 1–200 μm, see Fig. S4.
Test Procedure. Particle retention was measured by nanofluid (0.3 wt%) injection in a water-saturated core 
plug of this rock, a miscible displacement process, while effluent was sampled. For the two-phase displacement 
experiments the core was initially vacuum-saturated with water and flushed with water after vacuum saturation 
to exclude air. Oil injection (i.e. primary drainage) was followed which achieved an initial oil saturation of 78%, 
after 10 PVs, with no further production of water. Next, deionised water was injected to mimic waterflooding 
that is a common improved oil recovery technique. The subsequent two steps involved injection of nanofluids at 
0.06 wt% and 0.12 wt% concentration. The experimental set-up is shown in Fig. S5. All injections were performed 
under capillary dominant flow regime (Nc~10−7) to mimic the processes pertinent to field-scale operations. Back 
pressure was kept at 518 KPa during the nanofluid injections. Fluid injections were performed from the bottom 
of the core. Details of flow rates and the injected volumes are described in Table S1.
Imaging. The images were captured using a laboratory based µCT scanner which meant the 3D imaging 
was only possible at the end of each injection step. To monitor processes that occur during fluid injections we 
constantly collected 2D radiograms during injections (3000–5000 radiograms, every 2 seconds). A 2D radiogram 
of a 3D object represents the cumulative attenuation of the incident beam projected on a flat detector. The local 
fluid movements within the core were captured on these 2D radiograms. It is not possible to extract pore-by-pore 
analysis based on these 2D images due to the lack of the third dimension.
At least one 3D image was collected after each injection, this was made possible using an X-ray transparent 
fluid flow cell36, integrated with the μCT instrument built at the University of Edinburgh. Each scan is com-
prised of 2000 radiograms (exposure time: 1.5S) captured during a full 360° rotation. The source-sample and 
sample-detector distances were 37 mm and 549 mm, respectively. A 0.8 mm aluminium filter was used to reduce 
the measurement noise and beam hardening effect. The X-ray source voltage and current were 120 kV and 195 µA, 
respectively.
Our µCT images captured 11 mm length of core 2–3 mm away from the inlet face of the core. Hence, the field 
of view of the captured images do not show the inlet and production faces of the core. This section was chosen to 
ensure that capillary end effects do not influence the volume investigated. In a similar experiment on the same 
rock (but a different plug) capillary end effect was measured to affect a zone of 15 mm close to the core outlet37.
UV spectrometry (wavelength 228 nm) was used to generate the breakthrough curve, the readings showed 
±1% error (Fig. S1A). UV scattering response shows a linear increase with NP concentration for the nanofluids 
used in this study indicating stability, see Fig. S1 in the supplementary information. This NP suspension stability 
was studied by measuring the UV scattering response (wavelength: 268 nm) for nanofluids over time. The results 
are presented in Fig. S1B.
www.nature.com/scientificreports/
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Image processing and quantifications were performed using (i) 3D images: Avizo software version 9, (ii) 
2D radiograms: ImageJ version 1.51. Prior to quantitative image analysis of tomographic data, the measure-
ment noise was suppressed using the non-local means filter38 which was followed by the unsharp mask filter39 to 
retrieve the image sharpness. To ensure our analysis stays consistent within the entire data set we created a pore 
space mask from the dry rock image using watershed segmentation method40. Applying the pore space mask on 
different images removed the rock phase which in turn facilitated the segmentation of oil and water phases using 
simple thresholding. Labelling41 was used to identify each individual connected objects in each image.
References
 1. Bear, J. Dynamics of fluids in porous media. (American Elsevier Pub. Co, 1972).
 2. Craig, F. F. The reservoir engineering aspects of waterflooding. (H.L. Doherty Memorial Fund of AIME, 1971).
 3. Berg, S. et al. Real-time 3D imaging of Haines jumps in porous media flow. Proc. Natl. Acad. Sci. USA 110, 3755–9 (2013).
 4. Pak, T., Butler, I. B., Geiger, S., van Dijke, M. I. J. & Sorbie, K. S. Droplet fragmentation: 3D imaging of a previously unidentified 
pore-scale process during multiphase flow in porous media. Proc. Natl. Acad. Sci. 112, 1947–1952 (2015).
 5. Iglauer, S., Paluszny, A., Pentland, C. H. & Blunt, M. J. Residual CO2 imaged with X-ray micro-tomography. Geophys. Res. Lett. 38, 
n/a–n/a (2011).
 6. Krevor, S. C. M., Pini, R., Zuo, L. & Benson, S. M. Relative permeability and trapping of CO2 and water in sandstone rocks at 
reservoir conditions. Water Resour. Res. 48 (2012).
 7. Herring, A. L., Andersson, L., Schlüter, S., Sheppard, A. & Wildenschild, D. Efficiently engineering pore-scale processes: The role of 
force dominance and topology during nonwetting phase trapping in porous media. Adv. Water Resour. 79, 91–102 (2015).
 8. Andrew, M., Bijeljic, B. & Blunt, M. J. Pore-by-pore capillary pressure measurements using X-ray microtomography at reservoir 
conditions: Curvature, snap-off, and remobilization of residual CO2. Water Resour. Res. 50, 8760–8774 (2014).
 9. Sheng, J. Enhanced oil recovery field case studies. (Gulf Professional Publishing, 2013).
 10. Mulligan, C., Yong, R. & Gibbs, B. Surfactant-enhanced remediation of contaminated soil: a review. Eng. Geol. 60, 371–380 (2001).
 11. Crane, R. A. & Scott, T. B. Nanoscale zero-valent iron: Future prospects for an emerging water treatment technology. J. Hazard. 
Mater. 211, 112–125 (2012).
 12. Kaur, R. et al. Synthesis and surface engineering of magnetic nanoparticles for environmental cleanup and pesticide residue analysis: 
A review. J. Sep. Sci. 37, 1805–1825 (2014).
 13. Wu, S.-H. et al. Synthesis of mesoporous silica nanoparticles. Chem. Soc. Rev. 42, 3862 (2013).
 14. Hao, R. et al. Synthesis, Functionalization, and Biomedical Applications of Multifunctional Magnetic Nanoparticles. Adv. Mater. 22, 
2729–2742 (2010).
 15. Schmid, G. Nanoparticles: from theory to application. (Wiley-VCH, 2004).
 16. Zhang, H., Nikolov, A. & Wasan, D. Enhanced Oil Recovery (EOR) Using Nanoparticle Dispersions: Underlying Mechanism and 
Imbibition Experiments. Energy & Fuels 28, 3002–3009 (2014).
 17. Suleimanov, B. A., Ismailov, F. S. & Veliyev, E. F. Nanofluid for enhanced oil recovery. J. Pet. Sci. Eng. 78, 431–437 (2011).
 18. Tosco, T., Petrangeli Papini, M., Cruz Viggi, C. & Sethi, R. Nanoscale zerovalent iron particles for groundwater remediation: a 
review. J. Clean. Prod. 77, 10–21 (2014).
 19. Zhang, W. & Elliott, D. W. Applications of iron nanoparticles for groundwater remediation. Remediat. J. 16, 7–21 (2006).
 20. Pak, T., Archilha, N. L. & Al-Imari, R. Application of nanotechnology in removal of NAPLs from contaminated aquifers: a source 
clean-up experimental study. Clean Technol. Environ. Policy 1–7 https://doi.org/10.1007/s10098-018-1487-5 (2018).
 21. Hendraningrat, L., Li, S. & Torsæter, O. A coreflood investigation of nanofluid enhanced oil recovery. J. Pet. Sci. Eng. 111, 128–138 
(2013).
 22. Ogolo, N., Olafuyi, O. & Onyekonwu, M. Enhanced Oil Recovery Using Nanoparticles. Saudi Arab. Sect. Tech. Symp. Exhib. 9 https://
doi.org/10.2118/160847-MS (2012).
 23. Tan, W. et al. Bionanotechnology based on silica nanoparticles. Med. Res. Rev. 24, 621–638 (2004).
 24. Ambrogio, M. W., Thomas, C. R., Zhao, Y.-L., Zink, J. I. & Stoddart, J. F. Mechanized Silica Nanoparticles: A New Frontier in 
Theranostic Nanomedicine. Acc. Chem. Res. 44, 903–913 (2011).
 25. Ghadimi, A., Saidur, R. & Metselaar, H. S. C. A review of nanofluid stability properties and characterization in stationary conditions. 
Int. J. Heat Mass Transf. 54, 4051–4068 (2011).
 26. Yu, H. Transport and retention of surface-modified nanoparticles in sedimentary rocks. (University of Texas, 2012).
 27. Yu, H. et al. Transport and Retention of Aqueous Dispersions of Paramagnetic Nanoparticles in Reservoir Rocks. In SPE Improved 
Oil Recovery Symposium (Society of Petroleum Engineers). https://doi.org/10.2118/129887-MS (2010)
 28. Li, S. & Torsæter, O. The Impact of Nanoparticles Adsorption and Transport on Wettability Alteration of Intermediate Wet Berea 
Sandstone. in SPE-172943-MS (SPE, 2015).
 29. Binks, B. Particles as surfactants—similarities and differences. Curr. Opin. Colloid Interface Sci. 7, 21–41 (2002).
 30. Armstrong, R. T. & Berg, S. Interfacial velocities and capillary pressure gradients during Haines jumps. Phys. Rev. E - Stat. Nonlinear, 
Soft Matter Phys. 88 (2013).
 31. Singh, K. et al. Dynamics of snap-off and pore-filling events during two-phase fluid flow in permeable media. Sci. Rep. 7 (2017).
 32. Pickering, S. U. Emulsions. J. Chem. Soc., Trans. 91, 2001–2021 (1907).
 33. Yang, Y. et al. An Overview of Pickering Emulsions: Solid-Particle Materials, Classification, Morphology, and Applications. Front. 
Pharmacol. 8, 287 (2017).
 34. Ahmed, N. S., Nassar, A. M., Zaki, N. N. & Gharieb, H. K. Formation of fluid heavy oil-in-water emulsions for pipeline 
transportation. Fuel 78, 593–600 (1999).
 35. Pak, T. et al. Multiscale pore-network representation of heterogeneous carbonate rocks. Water Resour. Res. 52, 5433–5441 (2016).
 36. Pak, T. et al. Pore-Scale Visualisation of Two-Phase Fluid Displacement Processes in a Carbonate Rock using X-ray micro-
TomographyTechnique. in SPE Reservoir Characterization and Simulation Conference and Exhibition (Society of Petroleum 
Engineers). https://doi.org/10.2118/165997-MS (2013).
 37. Pak, T. Saturation tracking and identification of residual oil saturation. (The University of Edinburgh, 2015).
 38. Buades, A., Coll, B. & Morel, J.-M. A Non-Local Algorithm for Image Denoising. in IEEE Computer Society Conference on Computer 
Vision and Pattern Recognition (CVPR’05) 2, 60–65 (IEEE, 2005).
 39. Pratt, W. K. Digital Image Processing. (John Wiley & Sons, Inc.). https://doi.org/10.1002/0471221325 (2001).
 40. Vincent, L. & Soille, P. Watersheds in Digital Spaces: An Efficient Algorithm Based on Immersion Simulations. IEEE Trans. Pattern 
Anal. Mach. Intell. 13 (1991).
 41. Dillencourt, M. B., Samet, H. & Tamminen, M. A general approach to connected-component labeling for arbitrary image 
representations. J. ACM 39, 253–280 (1992).
www.nature.com/scientificreports/
1 0SCieNTiFiC RePoRTS |  (2018) 8:11148  | DOI:10.1038/s41598-018-29569-2
Acknowledgements
This project was financially supported by the Royal Academy of Engineering under the Newton Research 
Collaboration Programme (Academy Reference: NRCP1516/1/159). We acknowledge the contribution of Raaid 
Al Imari, Kokoreh Mohfouet Manuella Fabi Yao, and Andy Kirkham, MSc. and MEng students of Teesside 
University for their contribution in the experiments. We appreciate the support of Teesside University technicians 
and specifically our technician team leader Paul Douglas.
Author Contributions
T.P. and N.L.A., I.B.B. wrote the manuscript. T.P., N.L.A., I.B.B., A.M., I.F., performed the experiments and 
analysed the data. All authors reviewed the manuscript.
Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-018-29569-2.
Competing Interests: The authors declare no competing interests.
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.
Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 
format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2018
